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General Considerations
All reagents and solvents were purchased from Aldrich or VWR and used as supplied unless otherwise noted. Grubbs 3 rd generation bispyridyl catalyst 1 , PEG-MM 2 and PEGAlkyne-MM 3 were prepared according to literature procedures. Degassed dichloromethane (DCM) and tetrahydrofuran (THF) were passed through solvent purification columns prior to use.
Liquid chromatography-mass spectrometry (LC/MS) and preparative HPLC were performed on an Agilent 1260 LC system equipped with a Zorbax SB-C18 rapid resolution HT column and a Zorbax SB-C18 semi-preparative column. Solvent gradients consisted of mixtures of nano-pure water with 0.1% acetic acid (AcOH) and HPLC-grade acetonitrile. Mass spectra were obtained using an Agilent 6130 single quadrupole mass spectrometer.
Dynamic light scattering (DLS) measurements were made at room temperature using a Malvern Zetasizer DLS instrument. Samples were dissolved in nanopure water at a concentration of ~1 mg / mL. A fresh, clean, polystyrene cuvette was washed with compressed air to remove dust. The sample solution was passed through a 0.4 µm Nylon syringe filter directly into the cuvette; the cuvette was capped and placed in the DLS instrument for particle sizing. At least 10 measurements were made per sample and average hydrodynamic diameters were calculated by fitting the DLS correlation function using the zetasizer software. Compound B3. DMF (20 mL) was added to compound B2 (2.0 g, 6.64 mmol) and sodium azide (0.650 g, 10 mmol) in a flask, which was heated to 60 °C and stirred for 24 hours. The reaction was diluted in ethyl acetate (100 mL), and washed with water (2 x 75 mL) and brine (75 mL).
The organic layer was dried with anhydrous magnesium sulfate, which was then filtered. The solution was concentrated and silica gel chromatography was performed using a gradient of 10%
to 70% ethyl acetate in hexanes. The fractions containing product were collected, and the solvent was removed by rotary evaporation and dried overnight to give compound B3 (0.716 g, yield 41%). 
MALDI spectrum for DOX-MM
